Computation: The program Spartan '04 was used. Closed forms were subjected to geometry optimization (B3LYP/6-31G*) and the resulting geometry was used to determine energy. For open forms, two isomers ("ttt" and "tcc") were used as starting points to generate a conformer distribution (4 isomers in each distribution). A figure defining the structures of the open forms is on page S8 of the Supplementary material. For compounds with methoxy substituents, AM1 was used to generate the conformer distribution. The conformers were subjected to geometry opimization (B3LYP/6-31G*) and then single point energy determination. Cartesian coordinates and energies are listed after synthetic and spectral data on page S9. 1a Base catalyzed synthesis: 5-Methoxysalicyladehyde (1.22 g, 8.02 mmol), acetone (0.3 ml, 4.04 mmol), 4N NaOH (4ml, 16 mmol) and ethanol (5 ml) were stirred in a 25 ml round bottom flask at room temperature for 12 h. The resulting reaction mixture was added to water and neutralized with 5% HCl (25 ml). The precipitate was extracted into ethyl acetate, which was dried over anhydrous MgSO 4 and evaporated under reduced pressure. The residue was dried under vacuum and added to ethoxyethylacetate (10 ml) in a 25 ml round bottom flask. The resulting solution was refluxed for 1 h. The reaction was S3 monitored by TLC, which indicated completion of reaction after 1h. The reaction mixture was cooled and poured in water and extracted into diethyl ether. The organic layer was washed twice with 1 M NaOH. The organic layer was dried over MgSO 4 and evaporated under reduced pressure. The resulting crude product was subjected to flash column chromatography on silica gel. The product was eluted with 15% diethyl ether in hexane. Yield 17.10%.
Acid Catalyzed synthesis: 5-Methoxysalicyladehyde (0.5 ml, 4.0 mmol), acetone (0.30 ml, 4.04 mmol) and a stir bar were added to a round bottom flask containing anhydrous ethanol (10 ml). The reaction mixture was cooled with the help of ice bath and hydrochloric acid gas was bubbled through the reaction for two hours. The reaction mixture was allowed to come to room temperature and stirred for 24 h. After 24h, 5-methoxysalicyladehyde (0.5 ml, 4.0 mmol) was added to the reaction mixture, cooled with ice bath and HCl (g) was bubbled through the reaction for another two hours. The following day, the reaction was extracted with methylene chloride several times. under acid catalyzed conditions as described above for compound 1a and the crude product was subjected to flash column chromatography on silica gel using 2% ethyl acetate in hexane as the solvent to elute the product. Yield 10. 4 1c Salicyladehyde (1.74 ml, 16.4 mmol) was treated with acetone (0.61 ml, 8.3 mmol) and aqueous 4N NaOH (8 ml, 32 mmol) using base catalyzed procedure as described for compound 1a. The crude compound was subjected to flash column chromatography on basic alumina. The product was eluted with 20% ethyl acetate in hexane. Yield 71%. 1d 5-Fluorosalicyladehyde (1.00 g, 6.32 mmol) was treated with acetone (0.22 g, 3.66 mmol) and 4N aqueous NaOH (3.6 ml, 14.4 mmol) using base catalyzed procedure as described for compound 1a. The crude compound was subjected to flash column chromatography on silica gel. The product was eluted with 20% toluene in hexane. 12 mmol) was treated with acetone (0.21 ml, 2.93 mmol) and 4N aqueous NaOH (3.6 ml, 14.4 mmol) using base catalyzed procedure as described for compound 1a. The crude compound was subjected to flash column chromatography on slica gel. The product was eluted with 10% toluene in hexane. TLC (Rf): 0.21 ((10% toluene in hexane). 5-Nitrosalicyladehyde (1.00 g, 5.98 mmol) was treated with acetone (0.22 ml, 2.99 mmol) and 4N aqueous NaOH (30 ml, 12 mmol) using base catalyzed procedure as described for compound 1a. The crude compound was subjected to flash column chromatography on slica gel. The product was eluted with 20% ethyl acetate in hexane. 
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. 1g 3-Methoxysalicyladehyde (0.8 ml, 6.41 mmol) was reacted with 3-pentanone (0.34 ml, 3.20 mmol) under acid catalyzed conditions as described above for compound 1a and the crude product was subjected to column chromatography on slica gel using 10% ethyl acetate in hexane as the solvent to elute the product. Yield 37%. TLC(Rf): 0.41 (10% ethyl acetate in hexane). 1i Salicyladehyde (0.51 g, 3.05 mmol) was reacted with 3-pentanone (0.32 ml, 3.03 mmol) under acid catalyzed conditions as described above for compound 1a and the crude product was subjected to flash column chromatography on silica gel using 5% dichloromethane in hexane as the solvent to elute the product. Yield 19.5%. TLC (R f ): 0.31 (2% ethyl acetate in hexane). 1j 5-Nitrosalicyladehyde (1.00 g, 5.98 mmol) was reacted with 3-pentanone (0.33 ml, 3.13 mmol) under acid catalyzed conditions as described above for compound 1a and the crude product was subjected to flash column chromatography on silica gel using 15% ethyl acetate in hexane as the solvent to elute the product. Yield 19.9%. TLC (R f ): 0.33 (15% ethyl acetate in hexane). 1l Salicyladehyde (0.88 ml, 8.25 mmol) was reacted with 1,3-diphenylacetone (0.85, 4.08 mmol) in glacial acetic acid (10 ml) under acid catalyzed conditions as described above for compound 1a and the crude product was subjected to flash column chromatography on silica gel using 2% ethyl acetate in hexane as the solvent to elute the product. 149.6, 138.2, 134.1, 129.9, 127.8, 127.5, 127.4, 127.4, 125.2,  125.2, 122.4, 121.1, 117 .0, 100.7. 1m 3-Methoxysalicyladehyde (1.00 g, 6.58 mmol) was reacted with acetone (0.24 ml, 3.29 mmol) under acid catalyzed conditions as described above for compound 1a and the crude product was subjected to flash column chromatography on silica gel using 35% hexane in dichloromethane as the solvent to elute the product. Yield 6%. 1n 3-Methylsalicyladehyde (1.00 ml, 8.33 mmol) was reacted with acetone (0.31 ml, 4.2 mmol) under acid catalyzed conditions as described above for compound 1a and the crude product was subjected to flash column chromatography on silica gel using 5% diethyl ether in hexane as the solvent to elute the product. Yield 13.3 %. TLC (R f ): 0.25 (10% toluene in hexane). 
